(CH 2 ), 28.0 (CH 2 ), 33.3 (CH 2 ), 37.9 (CH 2 ), 51.5 (OCH 3 ), 68.5 (OCH 2 ), 69.9 (OCH 2 ), 134.3 (C=C), 156.0 (C=C), 173.5 (COO), 198.9 (CO); HRMS calcd for [C 16 H 29 1.56-1.88 (6 H, m, H-2, H-3, H-4, H-6, H-7, H-8) , 2.04-2.08 (1 H, m, H-5) , 2.46-2.53 (1 H, m, H-8a) , 2.96 (1 H, d, J = 10.4 Hz, H-2), 3.60 (1 H, dd, J = 10.4, 5.0 Hz, , 4.03 (1 H, t, J = 10.4 Hz, m, m, ; δ C (100.6 MHz; CDCl 3 ; Me 4 Si) 19.7 (CH 3 ), 20.6 (C-7), 21.6 (C-3), 27.0 (C-4), 28.7 (C-5), 29.2 (C-6), 35.4 (C-8), 44.4 (C-4a), 46.1 (C-2), 57.6 (C-8a), 59.9 (C-1' and C-2'), 127.5 (C-o, m), 128.1 (C-p), 128.9 (C-o, m), 135.9 (C-i); HMRS calcd for [C 18 H 27 254.1958, found: 254.1970 . The mixture was stirred at 0 ºC for 5 min and at room temperature for 1 h. Then, EtOAc was added, the resulting mixture was filtered through Celite ® , and the filtrate was concentrated.
Flash chromatography (7:3 hexane-EtOAc) afforded 4 (164 mg, 73%) as a white solid: mp 99-Me 4 Si) 1.08 (3 H, d, J = 7.3 Hz, CH 3 ), 1.20-1.28 (1 H, m, H-7) , m, 1.51 [9 H, s, C(CH 3 ) 3 ], 1.76-1.93 (3 H, m, H-4a, H-5, H-6) , 2.05-2.17 (1 H, m, H-4), 2.39-2.59 (2 H, m, H-3), 4.13-4.21 (1H, m, H-8a) ; δ C (100.6 MHz; CDCl 3 ; Me 4 Si) 19.0 (CH 3 ), 19.8 (C-7), 23.0 (C-4), 27.2 (C-7), 27.9 [(CH 3 ) 3 C], 28.7 (C-6), 32.6 (C-5), 33.4 (C-3), 39.3 (C-4a), 54.6 (C-8a), 82.7 [(CH 3 ) 3 C], 153.3 (CO), 171.4 (C-2); HRMS calcd for [C 15 H 25 -1,4,4a,5,6,7,8,8a -octahydroquinoline: A solution of LiHMDS (1.7 mL of a 1 M solution in THF, 1.7 mmol) in THF (1.7 mL) was added to a solution of lactam 4 (300 mg, 1.12 mmol) in THF (3.8 mL) at -78 ºC, and the mixture was stirred at this temperature for 2 h. Then, a solution of Comins' reagent (880 mg, 2.24 mmol) in THF (3.7 mL) was added, and the reaction mixture was allowed to reach room temperature. After 1.5 h of stirring, the reaction was quenched by addition of 10% aqueous NaOH (6 mL), and the mixture was extracted with (2S,3R,4aS,5R,8aR)-1-(tert-Butoxycarbonyl)-3-hydroxy-2,5dimethyldecahydroquinoline (6): First step: MeLi (1.56 mL, of a 1.6 M solution in Et 2 O, 2.50 mmol) was added to a suspension of CuI (238 mg, 1.25 mmol) in THF (6.3 mL) at -20 ºC, and the mixture was stirred at this temperature for 30 min. After cooling to -78 ºC, the above vinyl triflate (100 mg, 0.25 mmol) in THF (1 mL) was added dropwise. Stirring was continued overnight, allowing the mixture to slowly reach room temperature. Hexane was added, and the Electronic Supplementary Material (ESI) for Chemical Communications This journal is © The Royal Society of Chemistry 2013 resulting suspension was filtered over Celite ® , which was then washed with EtOAc. The filtrates were concentrated, and the resulting residue was dissolved in Et 2 O. The solution was filtered through 0.45 µm HPLC filters and concentrated to afford enecarbamate 5, which was used without further purification in the next step.
Second step: BH 3 ·SMe 2 (1.25 mL of a 2.0 M solution in THF, 2.50 mmol) was added to a solution of the above crude 5 in dry THF (23 mL) at -78 ºC. The mixture was stirred overnight and allowed to slowly warm to room temperature. Then, Me 3 NO·2H 2 O (417 mg, 3.75 mmol) was added, and the mixture was heated at reflux for 45 min. After cooling to room temperature, the solution was concentrated, water was added, and the resulting mixture was extracted with CH 2 Cl 2 . The combined organic extracts were dried and concentrated. Flash chromatography (hexane to 8:2 hexane-EtOAc) afforded alcohol 6 (55 mg, 78%) as a white solid: mp 133-36 ºC AcOH (370 µL, 6.4 mmol) in benzene (40 mL). The mixture was heated at reflux with azeotropic elimination of water by a Dean-Stark system. Additional 1.0 equiv of (R)phenylglycinol and AcOH were added every 24 h to the reaction mixture, until all starting material was consumed. After 72 h, the mixture was cooled and concentrated, and the resulting oil was taken up in EtOAc. The organic solution was washed with saturated aqueous NaHCO 3 and brine, dried and concentrated. to warm to room temperature and stirred for 2 h. Then, saturated aqueous NaHCO 3 was added, the phases were separated, and the aqueous phase was extracted with EtOAc. The combined organic extracts were dried and concentrated to afford the desilylated product (445 mg, 99%) as a white foam. (1 H, m, H-5) , 2.06-2.16 (1 H, m, H-4), 2.20-2.27 (1 H, m, H-4a) (2S,3S,4aS,5R,8aR)-1-(tert-Butoxycarbonyl)-3-hydroxy-2-methyl-5-(triisopropylsilyloxymethyl)decahydroquinoline (13): Fisrt step: Dess-Martin periodinane (1.05 g, 2.48 mmol) was added to a solution of alcohol 12 (750 mg, 1.65 mmol) in CH 2 Cl 2 (118 mL). The resulting white suspension was stirred at room temperature for 2.5 h. Then, the mixture was filtered through Celite ® and the filtrate was concentrated.
Second step: NaBH 4 (250 mg, 6.6 mmol) was added to a solution of the above residue in MeOH (24 mL) at -55 ºC, and the mixture was stirred overnight at -40 ºC. Then, the mixture was filtered and the filtrate was concentrated. Flash chromatography (7:3 hexane-EtOAc) afforded alcohol 13 (630 mg, 84%) as a colourless oil: [α] 23 D = -30.32 (c 1.0 in CHCl 3 ); IR (NaCl): 3432, 1665 cm -1 δ H (400 MHz; CDCl 3 ; Me 4 Si, amide rotamers) 1.04 [21 H, br s, Si(iPr) 3 )], 1.15 (3 H, d , J = 6.8 Hz, CH 3 ), m, 1.44 [9 H, s, C(CH 3 ) 3 ], 3.59
(2 H, m, CH 2 OTIPS), 3.80-3.88 (1 H, m, H-3) , 3.96 and 4.02 (1 H, br, 4.30 and 4.43 (1 Electronic Supplementary Material (ESI) 3 Si], 21.6 and 21.0 (1 carbon in 2:1 ratio, CH 2 ), 22.7 and 22.1 (1 carbon in 2:1 ratio, CH 2 ), 28.4 [(CH 3 ) 3 C], 28.8 and 28.2 (1 carbon in 2:1 ratio, CH 2 ), 30.1 and 29.7 (1 carbon in 2:1 ratio, C-4), 35.3 and 34.5 (1 carbon in 2:1 ratio, C-4a), 43.1 and 42.6 (1 carbon in 2:1 ratio, C-5), 49.9 and 49.3 (1 carbon in 2:1 ratio, C-8a), 50.7 and 50.0 (1 carbon in 2:1 ratio, C-2), 64.6 (CH 2 OTIPS), 70.1 (C-3 (2S,3S,4aS,5R,8aR)-3-Acetoxy-1-(tert-butoxycarbonyl)-5-formyl-2-methyl decahydroquinoline (14): Dess-Martin periodinane (1.34 g, 3.15 mmol) was added to a solution of the above alcohol (430 mg, 1.26 mmol) in CH 2 Cl 2 (92 mL), and the mixture was stirred at room temperature for 3 h. Then, saturated aqueous Na 2 S 2 O 3 (20 mL) and saturated aqueous NaHCO 3 (20mL) were added, and the resulting mixture was stirred for 1 h. The phases were separated, and the aqueous phase was extracted with Et 2 O. The combined organic extracts were dried and concentrated to afford crude aldehyde 14, which was used without further purification in the next step. 
